Mono acylation
226 mmol (25.2 mL) of Acetic anhydride was added to a stirred solution of 1,4-butanediol (222 mmol; 19.7 mL) and 1g of CeCl3 in 500 mL of THF under nitrogen atmosphere. When judged complete by TLC (EtOAc/petroleum ether at 40:60 ratio), the reaction was diluted with 200 mL of Et 2 O and washed twice with 50 mL of brine. The organics were dried with MgSO 4 and the solvent was evaporated, obtaining 2 as a crude product. The product was purified via flash column chromatography (EtOAc/petrol ether in 40:60 ratio) to provide the pure mono-acetate 2 in 55% yield.
DAST Fluorination
161.19 mmol (12.18 mL) of DAST was added dropwise to a stirred solution of 2 (30.74 mmol; 3.93 mL) in 300 mL of dichloromethane under nitrogen atmosphere and at -78ºC. The reaction mixture was warmed up to RT and was allowed to react for 72h. The workout was done by adding the reaction solution on water (50 mL) and extracted 3x with EtOAc (100 mL) before use of MgSO 4 as drying agent and careful solvent evaporation, since the product is volatile. The fluorinated product 3 was obtained in 81% yield after column chromatography (DCM/Et 2 O in 50:50 ratio). 
LiAlH 4 Reduction
82.8 mmol (3.14 g) of LiAlH 4 was added carefully to a stirred solution of 3 (20.7 mmol; 2.95 mL) in 200 mL of Et 2 O at 0ºC. The reaction mixture was warmed up to RT and S3 achieved completion after 1h as judged by TLC (100% Et 2 O). The workup followed the procedure below:
1-The solution was diluted with ether (100 mL) and cooled down to 0ºC.
2-It was slowly added 3 mL of H 2 O.
3-It was added 3 mL of NaOH 4-It was added 10 mL of H 2 O 5-The mixture was warmed up to room temperature and stirred for 15 min.
6-MgSO 4 was added to the reaction mixture.
7-The reaction mixture was filtered.
The crude product 4 obtained in quantitative yield was purified by column chromatograpy (100% Et 2 O), achieving 25% yield after careful solvent evaporation. Figure S8: Geometrical representations of the FB conformers. 
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Figure S11: NCI representations and RDG vs sign(λ 2 )ρ plots of FB conformers which have appropriate geometry to form a CF···HO intramolecular hydrogen bond. The NCI plot were obtained with a reduced density gradient (RDG) value of 0.5 and the blue-green-red values ranging from -0.02 to 0.01 au.
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NMR Spectra
Spectrum S1: 1 H NMR spectrum of FE in cyclohexane-d 12. 
